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received in the glovebox. Bis(triphenylphosphoranylidene)ammonium chloride (purchased from Fluka) was recrystallized twice from acetone/pentane or methylene chloride/pentane, dried overnight under vacuum and then stored in the freezer of the glovebox.
Representative Tandem Synthesis Procedure
In the glovebox, 10 μmol of salen Al(III) chloride, 10 μmol of PPNCl (bis(triphenylphosphoranylidene)ammonium chloride), 1 mmol of camphoric acid, 110 μL of dimethyl dicarbonate (1.00 mmol, 134 mg) and 1 mL of tetrahydrofuran were placed in a Schlenk tube with a small stirring bar. The tube was closed, removed from the glovebox and heated to 40 °C in a preheated oil bath. After 1.5h, the tube was removed from the heat bath, placed under argon flux with the Schlenk line and a small aliquot was taken for crude 1 H NMR analysis to determine dicarboxylic acid conversion. When the conversion was complete, the solution was evaporated and dried under vacuum overnight. Then, the Schlenk tube is placed in the glovebox. Epoxide (limonene oxide, allyl glycidyl ether, isoprene monoxide, 1,2-epoxy-5-hexene) was added to the vial. For such cases, 0.8 mL of toluene is added in the Schlenk tube before the epoxide addition. The Schlenk tube was removed from the glovebox and heated to the desired temperature. After the allocated reaction time, the Schlenk tube was removed from the heat bath and a small aliquot was taken for crude 1 H NMR analysis to determine monomer conversion. Acidic methanol was added. The mixture was then concentrated under vacuum the resulting product solubilized with methylene chloride and precipitated in pentane/diethyl ether solution three times. The operation was repeated again with some drops of hydrochloric acid to remove [PPN] (100 mg, 12.5 µmol, M n = 10000 g.mol -1 , 6.6 eq. of olefin moieties), 10 ml of dry methylene chloride and allyltrimethylsilane (0.40 ml, 2.5 mmol, 40 eq.). The mixture is heated at reflux and the conversion is monitored by 1 H NMR. The mixture was concentrated under vacuum and purified following the polymer purification procedure then analyzed by SEC and NMR. 
